A mixture of diborene 1 (26.4 mg, 0.05 mmol) and finely powdered CuCl (20.0 mg, 0.2 mmol) was suspended in C 6 H 6 (1.0 mL) and stirred for ca. 10 min at RT. Once the green color had diminished, the excess CuCl was then filtered off and washed with benzene (0.5 mL × 3) in a glovebox. The combined bright yellow solution was then dried in vivo and washed with pentane (1 mL × 3) to give a yellow solid. A mixture of diborene 1 (21.7 mg, 0.04 mmol) and (CuOTf) 2 •toluene (12.5 mg, 0.024 mmol) was disolved in benzene (1.0 mL). After stirring for 5 min at RT with the precipitation of a black solid, the reaction mixture was filtered off and washed with benzene (0.5 mL × 3) to give a red solution. 11 B and 31 P{ 1 H} NMR analysis indicated that the major product in the red solution was the diborene-CuOTf complex. After storing at RT for several days in a glovebox, orange crystals formed and were collected, and were found to be suitable for X-ray diffraction analysis. Yield: 7.2 mg, 36%. 
X-ray Crystallographic Details
Crystal structure determination
The crystal data of 4 were collected on a BRUKER SMART-APEX II equipped with a CCD area detector and graphite monochromated Mo K radiation. The structures were solved using the intrinsic phasing method, 2 refined with the SHELXL program 3 and expanded using Fourier techniques. All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were included in the structure factor calculations. All hydrogen atoms were assigned to idealised geometric positions. 
Crystal structure determination
The crystal data of 7 were collected on a BRUKER D8 QUEST diffractometer with a CMOS area detector and multi-layer mirror monochromated Mo K radiation. The structures were solved using the intrinsic phasing method, 2 refined with the SHELXL program 3 and expanded using Fourier techniques. All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were included in the structure factor calculations. All hydrogen atoms were assigned to idealised geometric positions.
Crystal data for 7: S15
